. A) XPS spectrum of TiO2 samples coated by immersion for 30 hrs in 2 mg/mL eADF4(C16) with 100 mM KH2PO4 (25 mM bicine buffer, pH 8.5, 100 mM NaCl). N1s, O1s, O KLL, and C1s signals are visible in this survey scan.
High resolution scans of the B) C1s region, C) N1s region, and D) O1s region. Deconvolution fits are shown with peak locations listed in corresponding colors. SI: Universal Nanothin Silk Coatings via Controlled Spidroin Self-Assembly 3 Figure S2 . Proposed underlying mechanisms of spidroin coating self-assembly, including i) solution-phase protein assembly, ii) non-specific adsorption of protein monomers to the surface, iii) assembly of protein monomers with existing protein aggregates on the surface, iv) non-specific adsorption of protein aggregates to the surface, and v) conformation change and/or aggregation of surface-bound proteins. The interplay of these mechanisms likely depends on surface energy, solution conditions, and protein sequence. SI: Universal Nanothin Silk Coatings via Controlled Spidroin Self-Assembly 4 Figure S3 . Change in eADF4(C16) coating thickness after prolonged agitation in HEPES buffer (pH 7.4, 150 mM NaCl, 37 °C) as measured by ellipsometry. Coatings were made by immersing TiO2 substrates in 0.5 mg/mL eADF4(C16) with 200 mM KH2PO4 in 25 mM bicine buffer (pH 8.5, 100 mM NaCl, room temperature) for 20 hrs, yielding coatings initially 21.3 ± 0.7 nm thick in the dry state at day 0. Coated substrates were agitated at 60 RPM in an incubated orbital shaker. After 1, 2, 4, 6, 8, or 11 days, samples were removed, gently rinsed, and dried for measurement by ellipsometry. For each sample, the coating thickness was normalized to its initial thickness, and the average normalized thickness at each time point is shown (n = 3). where F is the force applied, d is the indentation depth, R is the indenter radius, E is the Young's modulus of the indented material, and n is the Poisson's ratio of the indented material (assumed to be 0.5). 
